Supporting Information

Section 1 X-ray crystallography
The crystallographic data of Cu-TCTA were collected on a Bruker SMART APEX CCD diffractometer with graphite-monochromated Mo-Kα radiation (λ=0.71073 Å) using the SMART and SAINT programs. S2,S2 Routine Lorentz polarization and multi-scan absorption correction were applied to the intensity data. Their structures were determined, and the heavy atoms were identified by direct methods using the SHELXTL-97 program package. S3 The remaining atoms were found from successive full-matrix least-squares refinements on F 2 and Fourier syntheses. Except for the disordered carbon and oxygen atoms, the non-hydrogen atoms of the ligand backbones were refined anisotropically. Hydrogen atoms were fixed geometrically at calculated positions and allowed to ride on the parent non-hydrogen atoms. In the refinement of the crystal data of Cu-TCTA, the solvent DMF molecule was disordered into two parts.
Several constraints, including fixing the bond distances of these disordered atoms, were used. The crystallographic data are summarized in Table S1 .
Table S1
Crystallographic and structural refinement data.
Cu-TCTA Empirical formula Solid-state UV-vis absorption spectra of H 3 TCTA and Cu-TCTA. indicating that the framework was stable up to ~200 °C. The initial weight loss can be attributed to the weight loss of solvents (ethanol and DMF) in the pore of framework. The second weight loss is assigned to the decomposition of ligand H 3 TCTA. 
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Section 3 Catalysis details
Fig. S8
The single-crystal X-ray diffraction structure of product 3a.
S8
Fig. S9
The 1 H NMR (400 MHz, CDCl 3 ) spectra of the mixture after 6h reaction.
